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Table. S1 Alkylation rate data obtained following the addition of 1.85 equivalents of BnBr to a solution of 3 in MeCN-d 3 at 20 °C calculated using 1 H NMR spectroscopy 
Materials
All chemical reagents were purchased from Sigma Aldrich and were used as received without purification with the exception of N-methyl-N-(4-nitrophenyl)carbamoyl chloride 1 and 2diphenylphosphinoethanol 2,3 6, which were synthesised by modifications of literature procedures. Solvents were purchased from Fisher Scientific except for ethyl acetate and hexane which were purchased from Sigma Aldrich. All solvents were used as supplied with the exception of THF that was distilled under argon from sodium and benzophenone prior to use. Fisher Scientific Silica 60A (particle size 35-70 micron) was used to perform column chromatography. Thin-layer chromatography (TLC) was performed on aluminium sheets coated with Merck 5735 Kieselgel 60 F 254 . Developed plates were air-dried and stained using a potassium permanganate solution. To a solution of triphosgene (3.00 g, 10.11 mmol) in dry hexane (10 mL) was added Aliquat ® 336 (1.00 g, 2.53 mmol). After stirring the solution at room temperature for 16 hours, a solution of N-methyl-4nitroanaline (0.77 g, 5.05 mmol) and triethylamine (1.41 mL, 10.11 mmol) in THF (20 mL) was added dropwise at 0 °C. After stirring the solution at room temperature for 2 hours the precipitate was filtered and the solvent removed in vacuo. The crude product was further purified by column chromatography (10→20 % EtOAc/hexane) followed by a recrystallization from EtOAc/hexane (9/1 V/V) to afford the product (0.91 g, 84 %) as a white solid.  H ( To a solution of diphenylphosphine (1.00g, 5.37mmol) and 2-bromoethanol (0.671g, 5.37mmol) in THF (20mL) was added n-butyl lithium (7.1 mL, 1.6 M in hexanes). The mixture was stirred for 6 hours at 0 °C. The THF was evaporated and the residue extracted in CH 2 Cl 2 (2 × 20 mL). The resulting solution was treated with an excess of solid NH 4 Cl in CH 2 Cl 2 and the suspension was filtered and the solution evaporated. The remaining residue was extracted with Et 2 O (2 × 15mL), and the volatiles were removed. The crude residue was further purified via column chromatography (hexane/CH 2 Cl 2 1/1→CH 2 Cl 2 /EtOAc 7/3) to yield the product (0.750g, 61%) as a colorless oil.  H ( Bimolecular SN 2 Type II reaction:
-Initial concentrations: [3] 
